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The main aim of this presentation is to give an introduction into spin-polarized density-
functional-theory (DFT) calculations as a method to predict and understand the band mag-
netism of itinerant electrons at zero temperature. It will be pointed out that, for instance the
ferromagnetism of Fe, Co, and Ni is correctly predicted by such calculations without adjustable
parameters and that the results can be explained in terms of a simple Stoner model. For practi-
cal applications it will be discussed why the convergence of density-functional self-consistency
iterations can be very slow for magnetic systems and how this problem can be alleviated. As
illustrating examples of recent applications in computational nanoscience, results for magnetic
monatomic rows on noble metal substrates will be presented. Finally it will be argued that the
magnetism in certain materials, for instance in antiferromagnets, does not arise from rigid-band
shifts as in the Stoner model, but from covalent interactions between the electronic states of the
participating atoms.
1 Introduction
Spin-polarized calculations within the framework of density-functional theory (DFT) are
a powerful tool to describe the magnetism of itinerant electrons in solid state materials.
Such calculations are not only the basis for a quantitative theoretical determination of spin
magnetic moments, but can also be used to understand the basic mechanisms, which lead
to the occurrence of magnetism in solid state materials. Since the original development
of spin-density-functional theory by von Barth and Hedin1 and Pant and Rajagopal2 thou-
sands of spin-polarized DFT calculations have been performed and published and it is thus
entirely impossible to cover even the most relevant part of them. Therefore, the restricted
aim of these lecture notes is the consideration of some aspects of zero-temperature spin
magnetism in conceptually simple transition-metal solid state systems.
The tendency toward magnetism is determined by a competition between exchange
and kinetic energy effects. Whereas the parallel alignment of the electronic spins leads to
a gain of exchange energy, the alignment also causes a loss of kinetic energy. Contrary to
the atoms, which usually are magnetic, most solid state systems are non-magnetic, since
the gain in exchange energy is dominated by the loss in kinetic energy, which arises from
the delocalization of the valence electrons in a solid. Only if these electrons are sufficiently
localized, magnetism occurs as, for instance, in the elemental metals Fe, Co, Ni and Cr.
These metals will serve here as examples to illustrate the predictive and explaining power
of spin-polarized DFT calculations. The tendency toward magnetism is considerably en-
hanced in “lower-dimensional” systems like metallic surfaces and interfaces, multilayers,
ultrathin films and wires, and magnetic clusters deposited on surfaces. These magnetic
systems have received considerable experimental and theoretical attention in recent years
and have been extensively studied by spin-polarized DFT calculations. Out of these cal-
culation, I will consider here one typical “one-dimensional” example, the magnetism of
1
nanowires on metal substrates and present spin-density-functional results, which have been
obtained by the Korringa-Kohn-Rostoker (KKR) method, which is introduced elsewhere
in this Winter School on Computational Nanoscience.
The outline of my lecture notes is as follows. After an introduction to the underlying
theory of spin-polarized density-functional calculations, it will be discussed how, in terms
of the Stoner model, these calculations provide a basic description of the ferromagnetism
of the elemental metals. This model will then be used to illustrate, why the self-consistency
iterations for the solution of the density-functional equations in magnetic systems converge
often rather slowly and how this can be avoided. Then follows a presentation of some
recent results for magnetic monatomic wires. Finally, it is shown that the magnetism in
certain solid state systems, in particular in the antiferromagnets, can be understood in terms
of covalent interactions between the atoms, but not in terms of the Stoner model based on
rigid band shifts.
2 Spin-Density-Functional Theory
If an external magnetic field is applied to an electronic system, it generally couples both to
the electron spin and to the electronic orbital current. A framework for the description of
spin coupling is provided by spin-density-functional theory, to which these lecture notes
are restricted. For the description of orbital magnetism by density-functional approaches I
refer to a recent Letter3 and the references therein.
The basic variables of spin-density-functional theory are the scalar electronic density
    and the vector of the magnetization density   . Instead of these four variables,
alternatively the    spin density matrix      can be used, where the spin indices
	 and 
 can have two values, either  for spin up (majority spin) or  for spin down
(minority spin). The notation  instead of  and  instead of  is also often used in the
literature. The connection between    ,    and      is given by












































 is a vector




































































as a sum of the kinetic energy " # of non-interacting electrons, the electron-electron inter-











Coulomb potential of the nuclei and perhaps the potential arising from a magnetic field.
The minimum of the functional (Eq. (4)) is obtained by inserting the ground-state spin-
density matrix and yields the ground-state energy. The variation of Eq. (4) with respect
to      cannot be performed directly, since the explicit form of the density functional
"#
 
    ! is not known. This problem can be solved with the help of single-particle
wavefunctions (orbitals)    , which allow to represent the kinetic energy functional
"#
 









































where the sum over  includes all occupied orbitals. The last two equations provide an
implicit representation of the kinetic energy in terms of the spin-density matrix and the
minimum of Eq. (4) can now be found by variation of       ! with respect to the single-













































































represents an effective one-particle potential. Useful approximations for the exchange-
correlation energy functional can be given in terms of the eigenvalues  
   and     of























   are spin-1/2 rotation matrices and      the eigenvalues. Note that these
matrices and eigenvalues generally depend on the position  . In many applications, for in-
stance in ferromagnetic and antiferromagnetic solids, a common magnetization axis exists
for all atoms. The  axis can then be chosen globally along the direction of the magnetic
field and the spin-1/2 rotation matrices in Eq. (9) are independent of  . This has the sim-
plifying consequence that the energy and all other physical observables are functionals of






of the vector   . For a discussion of the more general situation of non-collinear mag-
netism, where the magnetization axis changes within the system, I refer to the presentation
by Bihlmayer elsewhere in this Winter School on Computational Nanoscience.
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In terms of the spin up and spin down orbitals  
   and    , the spin densities
 
   and     can be represented as










































































, where the negative sign means that the majority (spin up: ) electrons are
























can have different values for the two spin directions even without an external magnetic
field. This is, for instance, realized in the ferromagnetic transition metals Fe, Co and Ni.







, in which all complications of the many-electron system are hid-
den, are not known and must be approximated. Useful approximation like the local-spin-
density approximation1, 4, 5 (LSDA), which depends locally on the spin densities, and the
generalized gradient approximation (GGA)6, 7, which also depends on the gradients of the
spin densities, have been developed and shown to be rather accurate for many applications.
3 Stoner Model for Ferromagnetism
It has independently been shown by several authors8–11 that the spin-density formalism can
be used to derive a Stoner model, which includes correlation effects, and to calculate the
relevant Stoner parameter  . For this derivation it is convenient to switch from the spin
densities  
   and     to the electron density








and the magnetization density









as variables to describe the system. Usually the magnetization    is a small parameter
compared to the density    . This means that the exchange-correlation potential can be



















  is the exchange-
correlation potential for non-spin-polarized electrons. The average value of 
*
    is
positive such that a more attractive potential acts on the majority electrons (with spin )
and a less attractive potential on the minority electrons (with spin ). Compared to Eq. (16)











where the potential difference is simulated by  independent constants. Here   is chosen









which is given as an integral of the magnetization density    over the atomic unit cell

, and  is the exchange integral (= Stoner parameter). In ferromagnetic materials the
moment   has the same value for all atoms. While the constant changes of the potential
in (17) do not affect the wavefunctions     , which are identical to the non-magnetic
ones, all eigenvalues   are shifted by a constant amount 
 
%
  . In periodic crystals the




















holds. The constant shift of the eigenvalues   describes an exchange-splitting    




























 of the non-magnetic
system, where the integral in Eq. (20) is over the Brillouin zone (BZ). A good approxima-
tion of the constant shift  
%
  can be seen in in Figure 3, where realistic densities of
states are shown, which were obtained by density-functional calculations in the local-spin-
density approximation. From Eq. (20) one obtains the number 
 of electrons per atom

































































 is determined by the non-magnetic calculation and 
 by the condition of
charge neutrality, the two equations (21) and (22) can be used to calculate the two unknown
variables 

and   . Equation (21) implicitly defines        as function of   .

















Figure 1. Graphical solution for the Stoner model. The intersection of     with the straight line  determines
the solution  . The intersection at    is always a trivial solution.




























































 is always positive. Here
  is the saturation magnetization for full spin-polarization, when all majority states are
occupied and all minority states are empty. This situation corresponds to the atomic limit,
where according to Hund’s first rule the spin moment is maximal.
Two different possibilities for     are shown in Figure 1. For the function denoted
by (A), the equation        has only the trivial non-magnetic solution   
fi
.
For the function denoted by (B) three solutions exist,       with a finite spontaneous
magnetization and   
fi
. This non-magnetic solution is however unstable. From Figure 1








is a sufficient condition for ferromagnetic

























































































This is the famous Stoner criterion, which shows that a large exchange integral  and a




 are properties, which are favorable for ferromagnetism.
The Stoner model can be extended to include the effects of an external magnetic field
 . This allows to determine the spin susceptibility   , which according to      
describes the behavior for small magnetic fields. Instead of Eq. (17) the relevant potential
then is given by
*


















must be solved self-consistently. Linearizing (Eq. (29)) around    , which would be the
magnetic moment without field, leads to
 















































For    
fi
the derivative  '    
fi




















































 is the Pauli spin susceptibility, which is obtained for non-
interacting electrons if the exchange interaction is neglected. The exchange interac-
























, whereas the ferromag-






. Ferromagnetic behavior is therefore favored, if the







is large in the non-magnetic calculation.
The density of states usually shows a rather detailed structure. However, in a simple
approximation one can assume that the density of states scales inversely to the bandwidth

. This inverse relation is exact for a constant density of states, since the integral of the





















follows. For delocalized electrons the bandwidth is large and the den-
















Figure 2. Schematic illustration for the bandwidth   of the transition metals (,  and  electrons), the rare
earth metals ( electrons) and the actinides ( electrons). The shaded rectangle represents the region favorable
for itinerant magnetism. Above the rectangle magnetism is suppressed and below the rectangle localized (atomic)
magnetism is preferred.
the density of states larger. In the atomic limit the bandwidth goes to zero, the Stoner crite-
rion is always satisfied and the magnetic moment attains its maximum according to Hund’s
first rule. Figure 2 shows a schematic representation for the bandwidths of the ,  and

 transition metals, the rare earth metals and the actinides. The 	 electrons of the early
actinides and the  electrons of the late transition metals from Cr to Ni have a tendency
for band magnetism, whereas the late actinides and the rare earth metals show localized
magnetism with almost atomic moments in good agreement with Hund’s rules.
The exchange integral  is an intra-atomic, element specific quantity, which in simplest
approximation is independent of the local environment, which means independent of the
structure and the site of a given atom, e.g., a surface, bulk or impurity atom. According








which means that magnetism in the  elements is more likely than in the  and 






















This behavior can be explained by the larger hybridization between  orbitals of larger
quantum numbers because of their larger spatial extent as a consequence of the orthogo-
nality condition, which these orbitals must satisfy with respect to the energetically lower





















Na 6.2 0.067 0.42 1.71
Al 5.6 0.045 0.25 1.34
Cr 9.5 0.028 0.27 1.36
Mn 21. 0.030 0.63 2.74
Fe 42. 0.034 1.43 -2.34
Co 27. 0.036 0.97 38.2
Ni 55. 0.037 2.04 -0.98
Cu 3.9 0.027 0.11 1.12
Pd 31. 0.025 0.78 4.46
Table 1. Densities of states    at the Fermi energy, exchange integral  , their product   , and the
Stoner enhancement factor  for some selected metals. These result have been obtained in density-functional



















Fe 2.15 2.12 2.22
Co 1.56 1.57 1.71
Ni 0.59 0.55 0.61
Table 2. Magnetic moments   for Fe, Co and Ni calculated with the local-spin-density approximation
in comparison with the experimental values for the spin-only moments 
 
and for the total moments 
including the orbital contributions (from Ref. 17).
Quantitative results of non-spin-polarized density-functional calculations15 in local-
spin-density approximation for the density of states at 

and for the exchange integral
 are given in Table 1 for some selected metals. The results in Table 1 show that Fe and
















satisfies this criterion. It is discussed in Ref. 15 that the calculated values in Table 1 pro-









contradict the observed ferromagnetism for this metal. As a matter of fact in spin-polarized
calculations16, 17, which do not use the Stoner model and do not rely on an estimate of  ,
the ferromagnetic state of Co has been found to be more stable than the non-magnetic state.
Thus these early spin-density-functional calculations are consistent with the observed fer-
romagnetism of Fe, Co and Ni. The fcc metal Pd also has a large Stoner factor and is almost
magnetic. The experimental Stoner factor for Pd is even approximately twice as large as
the one given in Table 1 in agreement with the fact that the tendency for magnetism is
underestimated by the approximation for  used in Ref. 15.
Figure 3 shows densities of states obtained by spin-density-functional calculations for
bcc Fe and fcc Co. The densities of states have rather similar shapes for both spin direc-
tions and are only shifted with respect to each other by the exchange splitting     .
Thus Eq. (20) is satisfied in good approximation and the Stoner model can be well applied
for these metals. Fcc Ni has a similar density of states as Co, but with a smaller exchange
splitting. The majority  states for Co and Ni are fully occupied, whereas in the minority
states 1.7 electrons are missing for Co and 0.6 electrons for Ni. This leads to moments of
9
Figure 3. Density of states for bcc Fe (left picture) and fcc Co (right picture) from spin-density-functional cal-
culations. The density of states for majority-spin electrons is plotted upwards and for minority-spin electrons
downwards. States for negative energies (below  ) are occupied, states for positive energies (above  ) are
unoccupied. The dotted curves represent the integrated density of states (from Ref. 17).
1.7  per Co atom and 0.6  per Ni atom. The moment for Fe is calculated as 2.2  .
Table 2 shows that the calculated moments agree remarkably well with the experimental
values, in view of the fact that the only input to these calculations are the atomic number
and the crystal structures. Whereas the majority  states for Co and Ni are completely
occupied, there are some empty majority  states in Fe. This difference has been histori-
cally characterized as strong magnetism for Co and Ni and weak magnetism for Fe, since
empty  states make the magnetism less robust against environmental changes or, for in-
stance, against pressure. However, it has been pointed out by Malozemoff et al.18 that the
pseudogap near the Fermi level in the minority  density of states for Fe also has a large
stabilizing effect on the magnetism of Fe.
Figure 4 displays results of band structure calculations for fcc Co. The band structure
is shown for high symmetry directions in the Brillouin zone. For each spin direction a
separate band structure is obtained with a more or less constant band splitting. (In the
Stoner model the splitting is independent of  according to Eq. (19).) The splitting in
Figure 4 is only significant for the  bands. The parabolic  bands are barely split. Figure 4
shows that the majority  bands are completely below  in agreement with the fully
occupied  density of states of Figure 3.
10
Figure 4. Band structure for fcc Co from spin-density-functional calculations. Bands for majority electrons are
indicated by large points and for minority electrons by small points (from Ref. 17).
4 Self-Consistency Iterations
The density-functional equations (6-8) or (10-12) must be solved self-consistently, since
the density is given in terms of the orbitals, which depend on the effective potential, which
again depends on the density. The resulting nonlinear self-consistency problem, which
may be written in the form
















since other methods are not available. Very often, however, this standard iteration process
diverges and leads to density oscillations of increasing amplitude. Then the iteration pro-
cess must be modified to damp these oscillations. A damping is obtained if the iteration



















with a suitably chosen mixing parameter 	 . It has been shown19 that the convergence
behavior of (38) is determined by the eigenvalues   of a matrix 	    ' , which is defined
as the functional derivative of      ! with respect to    ' . It has also been shown19 that
these eigenvalues are real and that they must satisfy   

, where this inequality arises
from the stability condition for the solution of         !.
The convergence of the iteration process (Eq. (38)) requires that the eigenvalues   are






, which is, however, often not satisfied, since large negative
eigenvalues can exist. On the other hand, the iteration process (Eq. (39)) requires that the











This condition can always be satisfied if 	 
fi







as 	   	, it is clear that the right inequality in Eq. (40) is satisfied for
positive 	 because of the stability condition   























where the right-hand side is positive because of   

, it is clear that the left inequality
in Eq. (40) can be satisfied if 	 is chosen small enough. Thus the largest 	, for which the
iteration process still converges, is determined by the negative eigenvalue   with the largest
absolute value. Unfortunately, this value can be rather large leading to rather small 	’s, in
particular if charge transfer occurs between the atoms in the considered system. Also intra-
atomic charge transfers, for instance between the 	 and  shells of rare-earth metals, can
lead to rather small values of suitable 	’s. The main disadvantage of small values for 	
is that only a small amount of the output density       ! is mixed with the input density
 
 in Eq. (39). Thus the iterations only slowly move away from the first guess    for
input density and many iterations are required to find the self-consistent solution. It is well
known that more sophisticated mixing schemes can be used to speed the iterations, for
instance the Anderson20 and Broyden21 mixing schemes. A comprehensive discussion of
these schemes can be found in Refs. 22 and 23.
The slow convergence of the density iterations (Eq. (39)) due to a small mixing pa-
rameter 	 is a particular problem in spin-density functional calculations, if the system
is near the threshold between a magnetic or non-magnetic state. This can be illustrated







 for the so-
lution of        for two possible situations, if a magnetic solution exists (upper













 always converge, since  '   #  

is valid at the solution   #,
but near the threshold many iterations are necessary to approach the solution   # 
fi
. If
now, as required by the density iterations (Eq. (39)), the iteration process is modified into















, the convergence is
extremely slow and an enormous number of iterations is required.
This problem can be solved to some extent by the observation19 that near   # 
fi
the convergence of the density and the convergence of the magnetization are practically
decoupled because of        . This decoupling allows to introduce two different
12




 for a magnetic system (above)
and a non-magnetic system (below). Both iteration processes converge, since       . The convergence is
illustrated by the straight lines, where the arrows indicate the direction of the iteration process. Lines with vertical
arrows represent the mapping from  to     and horizontal lines the choice of     as the input  for the
next iteration (from Ref. 19).
















































where 	 can be chosen much larger than 	 , which considerably improves the conver-




. It should be noted that for the Anderson and Broyden
mixing schemes a choice of different mixing parameters is not useful, since these schemes
are based on a simultaneous minimization of the errors of the density and the magnetiza-
tion in a multidimensional space and this minimization automatically adapts to the differ-
ent iteration behavior of the density and the magnetization. On the other hand, contrary to
Eq. (39) which converges to a stable solution, the Anderson and Broyden mixing schemes
can also converge to unstable solutions. This means that these schemes can easily miss a









Whereas atoms are usually magnetic, the occurrence of magnetism in the elemental solids
is rather an exception. For instance, none of the  bonded elements and only five of 30 
bonded transition metals are magnetic in their bulk crystalline phase: Co and Ni are ferro-
magnetic, Cr is antiferromagnetic, and Mn and Fe are ferromagnetic or antiferromagnetic
depending on their crystal structure. The main reason preventing magnetism is the over-
compensation of the gain in exchange energy by a loss in kinetic energy which occurs for




 at the Fermi level. Since the exchange integral
 is more or less independent of the local environment of a atom in the solid, magnetism in
alloys, at surfaces, for impurities in bulk systems and for adatoms at surfaces occurs mainly




 arising from smaller bandwidths. The reduced band-
width in these system is a consequence of reduced atomic coordination numbers, which
leads to less hybridization between the electrons. This can be explained by simple nearest-
neighbor tight-binding models, where the bandwidth scales like
   

 -. For instance,
the coordination number 
 - of an atom in a fcc crystal is 
 - 





 surface of a fcc crystal it is 
















step edges at terraces on the fcc 

fifi






 -  .
(100) x (111) (100) x (110)
Figure 6. Step edges at the fcc (100) terrace. The step notation from Ref. 24 is used.





















































































Thus the tendency toward magnetism should be larger at surfaces than in bulk crystals,
larger for atoms in step edges than for atoms embedded in flat surfaces and larger for
adatoms on surfaces than for the atoms in step edges. Even smaller coordination numbers
appear in free-standing monolayers and monowires and an even larger tendency toward
magnetism can be expected for these systems. Of course, the experimental realization
of such free-standing systems seems to be difficult, but when such layers or wires are
supported on non-magnetic substrates, the tendency toward magnetism can still be rather
high, if the hybridization with substrate electronic states is small. Examples for such sys-
tems are transition-metal layers and wires on noble metal substrates. For a discussion of
magnetic properties of thin layers I refer to recent reviews25–27 and the references therein.
Spin-polarized DFT calculations for magnetic nanowires have been performed by Weinert
and Freeman28 already in 1983 and by many groups in the last few years29–50, where this
list of references is certainly not complete. Since a discussion of these studies is beyond
the scope of the present lecture, I will present here only some of our own results33 for 
monatomic wires on the Ag surface. These results have been obtained by the screened
Korringa-Kohn-Rostoker (KKR) method51–54, which is well suited for such calculations
because of its linear   
  scaling as discussed elsewhere in this Winter School on Com-
putational Nanoscience.
Figure 7. The fcc (711) vicinal surface with decorated steps as an example of periodically repeated monatomic
wires, here at the    step edge (from Ref. 33).
In our calculations we have exploited the concept of step decoration on vicinal surfaces.
These are surfaces with high Miller indices, for instance the fcc (711) surface shown in
Figure 7. The same concept of step decoration is also exploited in the experimental prepa-
ration of extended ultrathin nanowires, where the arrays of parallel steps on these vicinal
surfaces are used as templates along which the deposited material can nucleate. The darker
15
spheres in Figure 7 represent the Ag atoms and the lighter spheres the monatomic rows of

 transition-metal atoms. The same geometry can also be used to describe monatomic
rows on the middle of the terraces, if some rows of Ag atoms on the right-hand side of the
transition-metal row are removed.
Figure 8. Magnetic moments of  monatomic rows on the fcc Ag(711) vicinal surface. Results denoted by
circles are for rows in terrace and results denoted by squares for rows in step edge positions (from Ref. 33).
The calculated magnetic moments per atom for  magnetic monatomic wires on fcc
(711) and fcc (410) Ag vicinal surfaces are shown in Figs. 8 and 9. A direct comparison
between the magnetic moments for the two different step orientations shows that the mag-















 wires for all
elements except for Rh. The main reason for this difference is the increased hybridization














the situation is different. Whereas in non-magnetic calculations the local density of states
for the Nb, Mo, Tc, and Ru wires shows a peak near the Fermi level, which due to broad-




 in the close-packed rows,
the non-magnetic density of states for the Rh wires has a peak below the Fermi level such






. Pictures for these non-magnetic densities
of states can be found in Ref. 33.
Another feature evident in Figs. 8 and 9 is that the rows at the step edges (solid lines)
have smaller moments than the rows on the terraces (dashed lines). This can be explained
by an increase in the hybridization between the extended  orbitals of the row atoms and
the  like valence electrons of the substrate Ag atoms. Since the extent of the  orbitals
is larger at the beginning of the  series, this effect is more pronounced at the beginning
of the  series. The importance of the hybridization with the Ag substrate has also been
16
Figure 9. Magnetic moments of  monatomic rows on the fcc Ag(410) vicinal surface. Results denoted by
circles are for rows in terrace and results denoted by squares for rows in step edge positions (from Ref. 33).
observed in spin-polarized DFT calculations for  dimers55, where the magnetism of free
dimers from the beginning of the  series (Y, Zr, Nb) is completely quenched, if they are
adsorbed on the Ag(100) surface.
In addition to the ferromagnetic solutions shown in Figs. 8 and 9, we have also found
antiferromagnetic solutions for Nb, Mo, and Tc wires, where the atoms in the rows have
moments of alternating sign. In general, our results are in good agreement to similar calcu-
lation by Spisak and Hafner39, who have used a quite different computational approach, the
Vienna ab initio simulation package56, 57 (VASP) in a projector augmented-wave (PAW)
representation. Both methods, KKR and VASP, have shown that antiferromagnetism is
preferred for Nb and Mo wires, that the ferromagnetic and antiferromagnetic states for Tc
wires are almost degenerated in energy and that ferromagnetism is preferred in Ru and Rh
wires. Compared to the KKR calculations, the VASP calculations have found somewhat
larger moments and larger magnetic energy differences. In addition, the VASP calculations
have found a metastable ferromagnetic solution for Nb wires and a metastable antiferro-
magnetic solution for Ru wires. These differences are probably related to the inclusion of
gradient corrections to the exchange-correlation potential in Ref. 39 and to the spherical
potential approximation used in Ref. 33.
6 Beyond the Stoner Model
The explanation of spin magnetism in terms of the Stoner model as discussed above is
restricted to ferromagnetic materials, where all atoms have identical moments as in the
elemental ferromagnets, and to ferromagnetic systems like magnetic overlayers, wires and
impurities in contact to non-magnetic system, if the magnetic polarization of the non-
magnetic atoms is small and its contribution can be neglected. For instance, it has been
17









very similar to Eq. (27) can be used to char-








the local density of states obtained by integrating the electron distribution over the impu-
rity cell and neglecting contributions from the non-magnetic host atoms. The exchange
integrals (Stoner parameters) for impurities are rather similar to the ones given in Ta-
ble 1. This discussion for impurities is easily generalized for magnetic monolayers59 and
monowires33, which are supported on non-magnetic substrates or free-standing in vacuum.
However, in magnetic systems, which consist of atoms with different moments, like
magnetic alloys, antiferromagnets, magnetic monolayers and monowires on magnetic or
almost magnetic substrates, or magnetic impurities in magnetic or almost magnetic hosts,
the discussion within the Stoner model can fail. The failure arises in systems, where the
main assumption of Stoner model, which is the rigid-band shift of the spin-dependent
densities of states, is not satisfied. In these systems the magnetism cannot be explained by
the Stoner model, but alternatively by spin-dependent changes in the covalent interaction60
between the electronic states of neighboring atoms.
Figure 10. Schematic changes in the majority ( ) and minority () spin densities of states, which lead to mag-
netism (from Ref. 60).
The distinction between ”Stoner” or ”covalent” magnetism is illustrated in Figure 10.
On the left the densities of states are given for the non-magnetic and on the right for the
magnetic situation. Whereas in the Stoner model the densities of states are shifted and mag-
netism occurs because a high density of states at the Fermi level makes the non-magnetic
state unstable, for covalent magnetism the density of states at the Fermi level does not play
a special role and magnetism is connected with a spectral-weight shift of the densities of
states. The physical mechanism for the spectral-weight shift can be seen in its simplest
from in the states of a diatomic molecule as illustrated in Figure 11.
When the states of the individual atoms interact, bonding and anti-bonding hybrids




), the spectral weight is
18
Figure 11. Changes in energy levels (left) and wavefunction weights (right) of covalent bonds caused by a relative
displacement of the individual atomic levels  

and   (from Ref. 60).
evenly distributed in both hybrids (upper right-hand portion of Figure 11). When one of the




), for instance as a consequence
of a larger moment on atom 1, the spectral weight is shifted within each hybrid (lower
right-hand portion of Figure 11). The bonding hybrid obtains more weight on atom 1
with the lower energy level 

and the anti-bonding hybrid obtains more weight on atom
2 with the higher energy level 
%
. This spectral-weight shift leads to a charge transfer and
is responsible for the covalent magnetism. Note that Figure 11 refers to the interaction of





. The combined effect of both hybridizations leads to the densities of states shown
in the lower right-hand portion of Figure 10.
The different hybridization behavior between ferromagnetically and antiferromagneti-
cally aligned atoms has also been explained in detail for spin-polarized DFT calculations
for interacting impurity pairs in Cu and Ag61. In antiferromagnetic systems the special sit-
uation occurs that, although the atoms are chemically equivalent with the same exchange
integral  , they are magnetically different with alternating moments   and   . The es-
sential quantity, which decides upon the stability of the antiferromagnetic state, is again the
spin-dependent susceptibility, which in first order perturbation theory connects the moment









 denotes antiferromagnetism and where the fictive field is assumed to point into
the same direction as the moments thus representing an alternating staggered field. The
19

















































for the potentials on the atoms in the sublattice even indices. The self-consistency




























 cannot be obtained by a simple
shift from the non-magnetic density of states. By using basic properties of the Green
function of the one-particle Schro¨dinger equation, which are given in the appendix, the













































































































































































































































where the function  










































which shows that the spin susceptibility  







 by an enhancement factor 


































 at the Fermi energy is unfavorable for
antiferromagnetism.
Figure 12. Phase diagram for a model with a rectangular density of states. The stability region for the non-
magnetic state is indicated by NM, the stability regions for the ferromagnetic or antiferromagnetic state are
indicated by F or AF.



























, it is possible to determine  

 approximately





 and to derive the phase























































To evaluate  


 approximately, the main contribution arising from atom  
fi
is taken














 of all other atoms  
fi
are neglected,
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Figure 13. Density of states for one atom in antiferromagnetic bcc Cr (solid curves) compared to the density
of states for one atom in nonmagnetic bcc Cr (dashed lines) The density of states for majority-spin electrons is
plotted upwards and for minority-spin electrons downwards. The density of states for the other atom are obtained



















































which is obtained from Eq. (58) by the substitution      . The right-hand side of
Eq. (59) defines a function 	   , which is shown as the bended curve in Figure 12.
Above this curve the antiferromagnetic state is more stable and above the straight line at
 










 attains its minimum with the value
 













. This shows that a position of the Fermi energy

near to the band
center makes antiferromagnetism more favorable than ferromagnetism.
For the  metal Cr, the Fermi energy is in the middle of the  band and furthermore




 such that antiferromagnetism should be even
more preferred for Cr than for the model with the phase diagram of Figure 12. To illustrate
the situation for Cr, I have performed self-consistent density-functional calculations in
the local-spin-density approximation4 by the full-potential KKR method as described in
Ref. 62 using 	    for  matrices and Green functions and 	    for the density
and the potential. To calculate the densities of states shown in Figure 13, I have used a
lattice constant of 0.294 nm, which is two percent larger than the experimental value 0.288
nm. This leads to a moment of 1.08  and increases the differences shown in Figure 13
compared to calculations for the experimental lattice constant with a moment of 0.39  .
22
The calculated density of states clearly shows the spectral-weight shift for the occupied
states. Thus Figure 13 illustrates that the mechanism of covalent interaction discussed
above (compare Figure 10) explains the antiferromagnetism in Cr.
Note, however, that the real ground-state of Cr is not the antiferromagnetic state, but
an incommensurate spin-density wave state. The consideration of this state is beyond
the scope of my presentation and I refer to Refs. 63 and 64 for a discussion about the








 for a Hamilton operator
 









is chosen as a complex quantity. For real energies it is necessary to
perform a limiting process. Then the real energy

is replaced by    and all equations
are understood in the sense that the limit  
fi


























where  denotes the principal value, establishes the connection between the imaginary part
of the Green function and the density of states            and also the Kramers-
































































































































  are connected with the Green function for the non-
magnetic state with potential
*
	


















































































, which solved for

  gives equation (65). For
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